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Tetragonal ZrO2 exhibits good ionic conductivity, high strength, and fracture toughness.
But while annealing at relatively low temperatures (63-400 °C), tetragonal ZrO2 spontane-
ously transforms to a monoclinic one, and its electrical and mechanical properties degrade
severely. The phenomenological observations of the low-temperature degradation of tet-
ragonal ZrO2 are summarized, and major degradation mechanisms are critically reviewed.
It is crucial to maintain sufficient oxygen vacancy concentration to stabilize the tetragonal
structure; excess reduction of the oxygen vacancy concentration causes the tetragonal to
monoclinic transformation. Water molecules can be incorporated into the ZrO2 lattice by
filling oxygen vacancies, which leads to the formation of proton defects. Experimental and
theoretical evidence support such a defect reaction between oxygen vacancies and water
molecules. And a degradation mechanism based on this defect reaction satisfactorily explains
all the phenomenological observations. The diffusion rate of oxygen vacancies at low
temperatures is not high enough to cause the observed degradation depth; therefore, the
relatively fast diffusion of proton defects most probably controls the degradation process.
1. Introduction
In 1975, Garvie, Hannink, and Pascoe1 first reported
the high strength and excellent fracture toughness of
tetragonal ZrO2. Later, it is established that the high
strength (e.g., 2000 MPa) and toughness (e.g., 12
MPaâm1/2) are attributed to the stress-induced marten-
sitic phase transformation of tetragonal phase to a
monoclinic one in the vicinity of crack fronts.2-4 For the
first time a ceramic material attains the fracture
toughness comparable to steel at room temperature.
Tetragonal ZrO2 has also good ionic conductivity; its
conductivity is higher than that of cubic ZrO2 at tem-
peratures <700 °C.5 However, there exists a major
drawback for tetragonal ZrO2 ceramic: tetragonal ZrO2
undergoes a spontaneous tetragonal to monoclinic trans-
formation in the presence of water or water vapor when
annealed at relatively low temperatures (63-400 °C),
engendering cracks in the transformed surface due to
the volume expansion accompanying the phase trans-
formation, thereby severely degrading the electrical and
mechanical properties.6-110 This phenomenon is called
“low-temperature degradation of tetragonal ZrO2”. The
catastrophic consequence is shown in Figure 1 in which
a tetragonal ZrO2 sample crumbled to small debris after
annealing in 26 mbar water vapor at 250 °C for 30 days.
It is striking that a ceramic pellet disintegrated to
isolated grains (Figure 1c).
The first report of the low-temperature degradation
of tetragonal ZrO2 was made by Kobayashi, Kuwajima,
and Masaki6 in 1981. Since then, much research has
been performed on the degradation and majority of the
works are given in refs 7-110 in chronological order.
The degradation has not yet been fully understood,
although many degradation mechanisms have been
proposed. In this article the advantages and disadvan-
tages of typical degradation mechanisms are elaborated,
with an objective of determining the most appropriate
degradation mechanism.
2. Phenomenological Observations of the
Degradation
Although the works on the low-temperature degrada-
tion are not totally in accord with each other, the
following features of the degradation have been gener-
ally accepted:
(1) The tetragonal to monoclinic transformation pro-
ceeds from the surface to the interior.6-110 A diffusion
process controls the transformation as indicated in
Figure 2. The volume expansion accompanying the
phase transformation cracks ZrO2 samples, and the
cracking is intergranular (see, e.g., Figure 1c).10,49,90,109
(2) The degradation occurs at relatively low temper-
atures (e.g., 63-400 °C10,14,24,27-29,34,36,41,45,52,53,56,61,84),
† Tel: +49-2461-616147. Fax: +49-2461-612550. E-mails: x.guo@fz-
juelich.de; guo@IWE.RWTH-Aachen.de.
3988 Chem. Mater. 2004, 16, 3988-3994
10.1021/cm040167h CCC: $27.50 © 2004 American Chemical Society
Published on Web 08/27/2004
and at temperatures around 250 °C the degradation is
most pronounced.8,19,23,27-29,50,56,57
(3) Of all the major constituents of air, only water
vapor causes the tetragonal to monoclinic transforma-
tion.7,18,22,65 The degradation rate increases with in-
creasing water vapor pressure,24 and the degradation
becomes much more severe in the presence of wa-
ter.11,17,21,24,29,34,61,62,71 The acidic or basic addition in
aqueous solution does not have a noticeable influence
on the formation of monoclinic ZrO2.10,11
(4) The degradation is more marked in the case of
lower dopant content (see,e.g.,Figure 3).13,14,19-21,23,27,29,34,79
(5) Decreasing grain size retards the degrada-
tion.9,13,14,18,19,21,23,25,27-30,34,61,102,108,110 When the tetrago-
nal grain size is below a critical value, the degradation
is significantly retarded. The critical grain size is dopant
level dependent; e.g., the critical grain size increases
from 0.2 to 0.6 ím if the Y2O3 concentration increases
from 2 to 5 mol % (Figure 4).
(6) The amount of monoclinic phase increases with
annealing time and reaches saturation after annealing
for a sufficiently long time (see, e.g., Figure 5).10,13,14,18,24
(7) Under certain circumstances the degraded proper-
ties can be recovered by annealing at high temperatures
in a vacuum or dry atmosphere,15,27 and the annealing
retransforms the monoclinic phase back to the tetrago-
nal phase.57,65,92
A viable mechanism should be able to explain the
effects of dopant content and grain size and the phe-
nomena of monoclinic phase saturation and retransfor-
mation.
Figure 1. 3 mol % Y2O3-doped ZrO2 ceramic sample at
different stages: (a) as-sintered, (b) after annealing in 26 mbar
water vapor at 250 °C for 30 days, and (c) scanning electron
micrograph of fractured debris.
Figure 2. Transformation depth profile in 2 mol % Y2O3-
doped ZrO2 after annealing at 300 °C in air for 24 and 96 h,
respectively (after Iio et al.22).
Figure 3. Time dependence of monoclinic ZrO2 percentage
in the surface layers of 2, 3, and 4 mol % Y2O3-doped ZrO2
samples while annealed at 200 °C in 15.4 mbar water vapor
(after Sato et al.24).
Figure 4. Critical tetragonal grain size as a function of Y2O3
content (after Watanabe et al.9). The samples with an average
grain size below the critical grain size did not show any sign
of degradation after annealing at 300 °C in air for 1000 h.
Figure 5. Time dependence of monoclinic ZrO2 percentage
in the surface layers of 3 mol % Y2O3-doped ZrO2 samples while
annealed in air at 150, 175, and 250 °C, respectively (after
Sato et al.14).
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3. Some Typical Degradation Mechanisms
Many attempts have been taken to explain the
degradation; some typical mechanisms are summarized
as follows:
Mechanism by Lange et al.18 R-Y(OH)3 crystallites
(20-50 nm in diameter) were observed in the 6.6 mol
% Y2O3-doped ZrO2 thin foil with transmission electron
microscopy (TEM) after annealing at 250 °C in a water
vapor environment for 18 h. Therefore, Lange et al.
suggested that water vapor reacted with Y2O3 to form
the crystallites and the reaction locally drew Y2O3 from
tetragonal grains, transforming the tetragonal grains
to monoclinic ones. Winnubst and Burggraaf,21 Azzoni
et al.,44 and Li et al.62 supported this mechanism. This
mechanism naturally explains the effect of dopant
content, and it also explains the effect of critical grain
size. Lange et al.18 pointed out, “as a monoclinic nucleus
grows by further diffusion of yttrium, it will achieve a
critical size where it can spontaneously grow without
further yttrium diffusion to completely transform the
tetragonal grain in which it was growing.” If the
transformed grain is large enough, microcracking will
occur, which provides a path for water to penetrate to
another grain, allowing the process to repeat. If the
transformed grain is smaller than the critical size
required for microcracking, then subsequent transfor-
mation will be limited by the long-range diffusion of
yttrium ions to the surface. The retransformation can
be explained by this mechanism as well. At tempera-
tures higher than 1000 °C the R-Y(OH)3 crystallites may
react with ZrO2 and yttrium is redissolved in the grains,
which results in a retransformation back to the tetrago-
nal structure. But this mechanism cannot explain the
phenomenon of monoclinic phase saturation. In addi-
tion, it faces a major challenge: it requires short-range
diffusion of yttrium. Yoshimura et al.27 estimated the
diffusion time of yttrium ions over a distance of only 1
nm at 250 °C, which is about 1029 s. It is very unlikely
that the R-Y(OH)3 crystallites could be formed by the
diffusion of yttrium at 250 °C within only 18 h. And the
dissolution of yttrium ions in water has also been
disproved by the analysis of the solvent.11,26,27,92
Mechanism by Sato and Shimada.11 Water plays
an important role in the low-temperature degradation.
Therefore, Sato and Shimada proposed the stress cor-
rosion by water; i.e., water reacts with Zr-O-Zr bonds
at crack tips and Zr-OH bonds are formed, i.e., -Zr-
O-Zr- + H2O f -Zr-OH + HO-Zr-. This reaction
results in a release of the surface energy that acts to
stabilize the tetragonal phase and the growth of pre-
existing surface flaws; consequently, the transformation
to monoclinic phase proceeds. The compounds with a
similar chemical structure to water, e.g., those non-
aqueous solvents with a molecular structure containing
a lone pair electron orbital opposite a proton donor site,
also accelerates the degradation.11 This mechanism can
explain the phenomenon of retransformation. However,
Sato and Shimada did not give evidence for the forma-
tion of Zr-OH bonds, and how the bond formation
causes the release of the surface energy was not
explained and proved. More adversely, this mechanism
cannot explain the effects of dopant content and grain
size and the phenomenon of monoclinic phase satura-
tion.
Mechanism by Yoshimura et al.27,29 Yoshimura et
al. demonstrated the introduction of hydroxyl ions OH-
by low-temperature annealing and the exclusion of OH-
by reheating in a vacuum or at high temperatures, with
subsequent volume change (Table 1) and about 0.233
wt % weight variation. Therefore, they proposed the
following degradation mechanism: first step, chemical
adsorption of H2O on the surface; second step, formation
of Zr-OH and/or Y-OH bonds, which brings about
the lattice strain on the surface; third step, strain
accumulation by the diffusion of OH- on the surface and
in the lattice; fourth step, the accumulated strain area
acts as a nucleus of monoclinic phase in the tetragonal
matrix. However, one crucial point of this mechanism,
how the formation of Zr-OH and/or Y-OH bonds brings
about the lattice strain on the surface and in the bulk,
was not explained and proved. This mechanism can
explain the effect of dopant content by suggesting the
formation of Y-OH bonds and it can also explain the
phenomenon of retransformation, but it cannot explain
the effect of grain size and the phenomenon of mono-
clinic phase saturation.
Mechanism by Hernandez et al.36 Hernandez et
al. detected hydroxyl ions OH- and possibly the forma-
tion of Y-OH bonds by means of X-ray photoelectron
spectroscopy (XPS). On this basis, they proposed that
the degradation occurs by the following steps: (i)
adsorption and dissociation of water molecules on the
surface, (ii) reaction of OH- in the more active points
(Y2O3) to form an oxyhydroxide YO(OH) species that is
stable under hydrothermal conditions, (iii) formation of
purely tetragonal ZrO2 embryos which are coherent in
the tetragonal matrix, (iv) growth of the embryos to
above a critical size and then the tetragonal to mono-
clinic transformation. It is unclear from ref 36 whether
the formation and the growth of purely tetragonal ZrO2
embryos require the diffusion of cations at low temper-
atures or not. This mechanism can explain the effect of
dopant content by suggesting the formation of YO(OH)
species; it can also explain the phenomenon of retrans-
formation but it cannot explain the effect of grain size
and the phenomenon of monoclinic phase saturation.
Mechanism by Kim et al.45 Kim et al. detected
hydroxyl ions OH- after annealing 3 mol % Y2O3-doped
ZrO2 in water and LiOH solution at 90, 150, and 200
°C. They proposed the following mechanism for the
degradation in an aqueous solution: OH- ions diffuse
through oxygen vacancies and interact with the vacan-
cies to form Zr-OH bonds, which contributes to the
tensile strain around the occupied vacancy sites. The
buildup of the tensile strain ends up with the onset of
the tetragonal to monoclinic transformation. Oxygen
vacancies are the most active defects in acceptor-doped
ZrO2. The merit of this mechanism is that it realizes
the importance of oxygen vacancies in the low-temper-
Table 1. Lattice Parameters of Monoclinic ZrO2
Transformed from Tetragonal Phase after
Different Treatments27
treatment a (nm) b (nm) c (nm) â (deg) V (nm3)
(1)a 0.5165 0.5254 0.5258 98.51 0.1411
(2)b 0.5174 0.5252 0.5275 99.06 0.1415
(3)c 0.5169 0.5253 0.5266 98.89 0.1413
a Mechanical grinding. b Annealing in water at 250 °C under
100 MPa for 6 h. c Reheating in a vacuum at 400 °C for 6 h.
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ature degradation. But XPS investigations30,36,62 indi-
cate the formation of Y-OH bonds, instead of Zr-OH
bonds. Yet it is unclear from this mechanism how the
tensile strain strong enough to cause the tetragonal to
monoclinic transformation is built up. This mechanism
can explain the phenomenon of retransformation, but
it cannot explain the effects of dopant content and grain
size and the phenomenon of monoclinic phase satura-
tion.
4. Point Defects and Low-Temperature
Degradation
4.1. Degradation Mechanism Based on Point
Defect Reaction. Livage et al.111 suggested that oxygen
vacancies play an important role in the stabilization of
ZrO2. A simulation112 based on a self-consistent tight-
binding model showed that the stabilization of the
tetragonal and the cubic structure could be achieved by
doping ZrO2 crystals with oxygen vacancies only. Oxy-
gen vacancies are created in the ZrO2 lattice by doping
with acceptors, e.g., trivalent oxide Y2O3; however,
doping with donors, e.g., pentavalent oxide Nb2O5,
annihilates oxygen vacancies due to the charge com-
pensation Y3+/Nb5+ related to the host Zr4+. By creating
and annihilating oxygen vacancies in ZrO2, Kountouros
and Petzow40 actually proved that there are a critical
minimum and a critical maximum oxygen vacancy
concentration for the cubic, the tetragonal, and the
monoclinic phase, respectively; excess oxygen vacancy
concentration variation results in phase transformation.
For example, the cubic phase of 8 mol % Y2O3-doped
ZrO2 was transformed to tetragonal phase by further
doping with 6 mol % Nb2O5;40 in this case the effective
acceptor concentration was equivalent to 2 mol % Y2O3.
In many oxides, oxygen vacancies can be filled by
water molecules according to
where (OH)O
¥ is a proton defect. This reaction is the
basis for the proton conduction in, e.g., SrTiO3, SrZrO3,
BaCeO3, and Y2O3.113-115 Based on this reaction, an-
other mechanism for the low-temperature degradation
of tetragonal ZrO2 has evolved,72,73,86,89,90,107,109 which
consists of the following steps: (i) chemical adsorption
of H2O on the ZrO2 surface, (ii) reaction of H2O with
O2- on the ZrO2 surface to form hydroxyl ions OH-, (iii)
penetration of OH- into the inner part by grain bound-
ary diffusion, (vi) filling of oxygen vacancies by OH-
ions, and therefore the formation of proton defects, and
(v) occurrence of a tetragonal to monoclinic transforma-
tion when the oxygen vacancy concentration is reduced
to the extent that the tetragonal phase is no longer
stable. If the amount of the phase transformation is
large enough, due to the volume expansion associated
with the phase transformation, both micro- and macro-
cracks can be produced in the transformed surface layer,
and the cracks open up new surfaces to react with water
or water vapor, leading to further spontaneous trans-
formation. As indicated in Figure 2, a diffusion process
controls the transformation. This mechanism requires
only the diffusion of proton defects.
4.2. Experimental and Theoretical Evidence.
Formation and Diffusion of Hydroxyl Ions. Many theo-
retical and experimental results support this mecha-
nism. For example, an atomic simulation116 discloses the
dissociative adsorption of water on the tetragonal ZrO2
surface. And hydroxyl ions (OH-) were detected on the
tetragonal ZrO2 surface by X-ray photoelectron spec-
troscopy (XPS)30,36,62,73 and infrared adsorption spec-
troscopy.27,30,45 A Fourier transform infrared (FT-IR)
transmission spectrometry investigation70 proved that
H species penetrated the ZrO2 bulk after annealing in
water. Higher OH- concentration was detected by XPS
at the grain boundaries of 3 mol % Y2O3-doped tetrago-
nal ZrO2 after annealing in boiling water for 40 h,73
suggesting that OH- ions intergranularly diffused into
the interior of the sample during annealing. In addition,
it was found that the thickness of the degraded layer
was strongly related to the diffusion distance of OH-.45
If estimated from Figure 2, the diffusion coefficient of
(OH)O
¥ in 2 mol % Y2O3-doped ZrO2 at 300 °C is about 3
 10-10 cm2 s-1, comparable with that in SrTiO3 (about
10-9 cm2 s-1 at 300 °C114,115). But it is much higher than
the diffusion coefficient of oxygen vacancies (about 2 
10-14 cm2 s-1 in 14.2 mol % CaO-doped ZrO2 at 300 °C,
extrapolated from data between 800 and 1097 °C117),
suggesting that the diffusion of oxygen vacancies may
not be important to the degradation.
Water Incorporation. According to the degradation
mechanism based on eq 1, steps (i)-(vi) should result
in the incorporation of water molecules into tetragonal
ZrO2. As demonstrated in Figure 6, water was indeed
incorporated into 3 mol % Y2O3-doped ZrO2 during
annealing in 1 bar water vapor at 250 °C.109 As shown
in Figure 6, the water uptake continuously increased
within the first 8 h and then leveled off (or saturated)
at 2.5 mg, corresponding to an incorporation of 1.5
mol % H2O or 3.0 mol % (OH)O¥ . A fast process, e.g.,
grain boundary diffusion, likely accomplished the water
incorporation. The phase of the sample was initially
totally tetragonal, but after the water incorporation
73% of the phase became monoclinic. It is noted that
the oxygen vacancy concentration in 3 mol % Y2O3-
doped ZrO2 is 3 mol %. According to eq 1, 50% of the
oxygen vacancies in the sample could be filled by the
incorporation of 1.5 mol % H2O; the oxygen vacancy
concentration in the sample was then lower than the
critical minimum concentration for tetragonal phase (1.7
mol %40). Under this condition, the tetragonal phase
transformed to the monoclinic one. The incorporation
of water molecules into the tetragonal ZrO2 lattice
should cause the lattice expansion; such a lattice expan-
sion was also observed.109 Yoshimura et al.27 found that
H2O + VO
¥¥ + OO
 f 2(OH)O
¥ (1)
Figure 6. Water uptake in 3 mol % Y2O3-doped ZrO2 during
annealing in 1 bar water vapor at 250 °C (after Guo and
Schober109).
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the volume of the monoclinic structure transformed from
the tetragonal phase by annealing in water is larger
than that by mechanical grinding (Table 1). This lattice
expansion was attributed to the incorporation of OH-
ions.
Filling of Oxygen Vacancies by Water Molecules.
Under the condition that oxygen vacancies are totally
filled by water molecules, [(OH)O
¥ ]/[VO
¥¥] is expected to
be 2 according to eq 1. Here [(OH)O
¥ ] is the concentra-
tion of the proton defects and [VO
¥¥] the initial oxygen
vacancy concentration. Kruse et al.43 annealed 3 mol %
Y2O3-doped ZrO2 ceramic samples at 200 °C in D2O-
enriched water vapor with a vapor pressure of 15 bar
for 2 h; afterward, they determined the concentration
of hydrogen and deuterium by means of elastic recoil
detection analysis (ERDA). After the hydrothermal
treatment, the combined concentration of hydrogen and
deuterium ([H] + [D]) was about 1.4  1021 cm-3,
whereas the oxygen vacancy concentration, [VO
¥¥], in 3
mol % Y2O3-doped ZrO2 is about 4.33  1020 cm-3. Then
([H] + [D])/[VO
¥¥]  3, comparing with the expected ratio
of 2. Within experimental error the agreement is quite
good.
Proton Conduction. The expected proton conduction
was also checked. Water vapor concentration cells,
where one side of a slab of 3 mol % Y2O3-doped ZrO2
coated with silver electrodes was exposed to water vapor
pressures pH2O of 30-50 mbar while the other side was
constantly held at a pH2O of 6.1 mbar, were constructed,
and the polarity and the Nernst voltage of the cells was
checked at 250 °C.109 The polarity of the observed
voltages agreed in all cases with the expected proton
conduction. However, there was no clear-cut correlation
between the magnitude of the observed Nernst voltages
and the partial pressures involved as dictated by
Nernst’s equation. This failure to yield the expected
Nernst voltages is ascribed to the fact that local
equilibria were not established near the electrodes. The
observed correct polarity, however, is a clear indication
that we were dealing with proton conduction in the
experiments.
As the mobility of proton defects (OH)O
¥ is
higher,113-115 it is predicted that the electrical conduc-
tivity of the sample should increase by the introduction
of proton defects. Attempts86,90 have been taken to
measure the electrical conductivity of 3 mol % Y2O3-
doped tetragonal ZrO2 while being annealed in water
vapor. However, the tetragonal to monoclinic phase
transformation and the sample cracking severely af-
fected the sample electrical conductivity; therefore, it
is not possible to establish an unambiguous correlation
between the conductivity and the proton conduction.
However, such a correlation was obtained for 8 mol %
Y2O3-doped cubic ZrO2.107 Cubic ZrO2 has always been
presumed to be stable in the environment known to
cause the degradation to tetragonal ZrO2. Nevertheless,
none of the all above mechanisms prohibits a similar
degradation of cubic phase to tetragonal, even to a
monoclinic one. For example, the formation of hydroxyl
ions on the cubic ZrO2 surface was also observed by
XPS.89 Recently, similar degradation was also observed
for cubic ZrO2 (sample cracking and precipitation of
monoclinic phase) after annealing in water vapor at 250
°C for 2 years.107 Unlike tetragonal samples, the deg-
radation only produced a few cracks in the cubic ZrO2
sample, which makes reliable electrical measurements
possible. The bulk electrical conductivity measured by
impedance spectroscopy is shown in Figure 7. It has
been demonstrated that impedance spectroscopy is an
effective technique to monitor in situ the low-temper-
ature degradation.86,88,90,108,110 As shown in this figure,
the bulk conductivity continuously increased with an-
nealing time; about 30% increase was measured, which
is attributed to the expected proton conduction. The
possibility of proton conduction in ZrO2 has also been
evaluated in refs 118 and 119, in which the experimen-
tal evidence supports proton conduction in ZrO2 in the
presence of water vapor. Especially in monoclinic ZrO2,
proton defects can be significant, while not dominant.118
4.3. Explanation of Phenomenological Observa-
tions. The degradation mechanism based on eq 1
explains the effects of dopant content and grain size and
the phenomena of monoclinic phase saturation and
retransformation. In the case of high dopant content,
more oxygen vacancies should be filled to induce the
degradation. The grain boundaries of acceptor-doped
ZrO2 are characterized by a positive grain boundary
potential and subsequent depletion of oxygen vacancies
in the adjacent space charge layers (Figure 8).120-124
Such a feature makes the grain boundaries vulnerable
to the OH- attack, which may explain the intergranular
cracking. As demonstrated previously,123,124 the oxygen
vacancy concentration in the space charge layer in-
(+) p′H2O, Ag/ZrO2/Ag, p′′H2O (-) (2)
Figure 7. Bulk electrical conductivity of 8 mol % Y2O3-doped
ZrO2 versus annealing time at 250 °C in 26 mbar water vapor
(after Guo and He107).
Figure 8. Oxygen vacancy profiles in the space charge layers
of 3 mol % Y2O3-doped ZrO2 samples with different grain sizes
(dg) at 550 °C (after Guo and Zhang124). In this figure, x is the
distance from the grain boundary, [VO
¥¥](x) is the oxygen
vacancy concentration at x, and [VO
¥¥](bulk) the oxygen va-
cancy concentration in the bulk.
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creases with decreasing grain size (Figure 8). Therefore,
more oxygen vacancies in the space charge layer should
be filled to induce the degradation at the grain bound-
aries in the case of finer grain size. Figure 6 is very
similar to the plot for 250 °C given in Figure 5,
suggesting that the saturation shown in Figure 5 is
likely due to the saturation of water incorporation
(defined by temperature and water vapor pressure).
When heated in a vacuum or to high temperatures, the
incorporated proton defects escape from the ZrO2 lattice,
as indicated by the lattice shrinkage shown in Table 1.
As a result, reaction 1 is reversed, and then the
tetragonal to monoclinic transformation is reversed
accordingly.
The majority of the works on the degradation deal
with Y2O3-doped ZrO2. However, the modification of the
defect structure in ZrO2 by doping with oxides other
than Y2O3, e.g., MgO, is expected to change the degra-
dation behavior. It has been reported that the degrada-
tion of ZrO2 is retarded by the doping of MgO.12,20,33,41
Owing to the double charges, magnesium ions (Mg′′Zr)
strongly bind oxygen vacancies (VO
¥¥), which is evident
from the low conductivity of MgO-doped ZrO2125 and the
very large binding energy of (Mg′′ZrVO
¥¥) (-146 kJ/mol,
comparing with -39 kJ/mol for (Y′ZrVO
¥¥126)). Therefore,
the filling of oxygen vacancies by water molecules (eq
1) becomes more difficult; as a result, the degradation
of MgO-doped ZrO2 is retarded. The similar effect of
CaO20 can be similarly explained.
XPS investigations of degraded Y2O3-doped tetragonal
ZrO2 samples suggested the formation of Y-OH
bonds.36,62 The mechanism based on eq 1 is favorable
to the formation of the Y-OH bond because the reaction
between proton defects ((OH)O
¥ ) and yttrium ions (Y′Zr)
is energetically favorable as a result of the opposite
charges of the defects. This also helps in explaining the
formation of Y(OH)3 crystallites.
5. Concluding Remarks
Similar to the electrical properties, the low-temper-
ature degradation of tetragonal ZrO2 is dominated by
its defect structure. A degradation mechanism based on
the point defect reaction between oxygen vacancies and
water molecules is developed, which consists of the
following steps: (i) chemical adsorption of H2O on the
ZrO2 surface, (ii) reaction of H2O with O2- on the ZrO2
surface to form hydroxyl ions OH-, (iii) penetration of
the hydroxyl ions into the inner part by grain boundary
diffusion, (vi) filling of oxygen vacancies by the hydroxyl
ions, and therefore the formation of proton defects, and
(v) occurrence of a tetragonal to monoclinic transforma-
tion when the oxygen vacancy concentration is reduced
to the extent that the tetragonal phase is no longer
stable. The tetragonal to monoclinic transformation may
be martensitic, as the martensitic transformation is
known under certain circumstances to occur isother-
mally.127 This mechanism requires only the diffusion of
proton defects at low temperatures, which is a few
orders of magnitude higher than that of oxygen vacan-
cies. Comparing with the other ones, this mechanism
is soundly supported by theoretical and experimental
evidence, and it explains all the phenomenological
observations of the low-temperature degradation.
The low-temperature degradation can be retarded by
applying one of the following strategies: (1) increase of
dopant concentration; (2) reduction of grain size; (3)
introduction of inert materials, e.g., CeO2,17,20,36,48,52,56,68,101
TiO2,20,54 Al2O3,13,20,35,52,58,63,75,88,93,99,106 CuO,67,81,100 or
carbon;105 (4) formation of an inert surface layer, e.g., a
recrystallized tetragonal layer with finer grain size,32
or a cubic surface layer,66 or a silica encapsulating
surface layer.82
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